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_ TITLE: New monocyclopentadieny] derivatives of titantun 
| SOURCE: AN SSSR. Dokladys, v. 156, no. 5, 1964, 1121-1123 


' TOPIC TAGS: titanium, titanium derivative, monocyc lopentadienyl derivative, 
i TA monocyclopentadienyl derivative, phenol, cyclopentadienyl timethyltitane, 
: dipenyl mercury, phenyl mercury chloride, organotitanium compound ; 
"ABSTRACT: The authors analyzed reactions wherein the Cl atoms in : 
i ntadienyl titanium trichloride Were replaced with phenyl groups. G. A. 
% Cl (DAN, 150 (1963) 566) Previously showed that, during the reaction 

, of titaniun tetrachloride, all four Cl atoms are replaced by. phenyl radicals, 
j The authors thereforo initially analyzed the exchange reaction of diphenyl ; 
| mercury with Ge Hy Ti Cl, at a 3 to 1 ratio ina benzene solution at room 
‘temperature, The’follo & now compounds were identified: 
| CHsTICls + 3 (CoH)sHg ~» SCHsHgCl -+ [CHsTI (CoH)al. 

.GHyTICls + 2CgHsLI + CoHT] (GHa)s + 3LICI. ~ ; 

GoHGTI (CHy)s ++ 3HgCly —» 3CaHsHg@Cl + CsHATICl. 
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: CablsTT (CaHe)a + us0-ColsOU —+ 8CyHe -f ColteT i (0-190-CaHty)s 


GsHeTI (o-us0-Csttn)y “+ 3HCI ~» GHyTICH, -+ 3 u30-CyH,OH. 
CORNET (CaHtsha ——"—s CHGTIC gH +E Colle + Ya Calg — CoH. 
"CH sTICaHs + CoHy + Tit [GHy. . 
" GoHsTiCgHs -+ HeCly > CoHsHeCt +: (CsHsTiCl], 
' (aHsTICl] ++ 2H Cl, ~ GUSTICts + Hg,Cly. y 9) 


Authors conclude that the bonding of the titanium atom with the cyclopentadienyl 


ring in the examined compourids is very similar to a ferrocene bond. Orig. art, 
has: 11 Formulas, ‘ 
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Initiation of vinyl chloride polymerization by the reactions 
between triethylaluminum with halogen-containing organic 
compounds. Dokl. AN SSSR 158 noele170-172 S-O 'd4 
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| TITLE: Bis-( sata gota) opin ptacd oa etgrdtag es 


SOURCE: AN SSSR, Doklady, v. 158, nos 2, 196h, 382-38 ee - | 
TOPIC TAGS: organic synthetic process, cadmium compound, germanium compotind, 
mercury compound, cadmium, germanium, mercury, organosilicon compound, s = ce 


‘Abstract: In view of recently developed methods of producing bi- and Bre 


_ ° polymetalloorganic compounda : by reaction of diethyluercury with organo- a 
a atteete (one iemel econ hydrides, the authors attempted -to expand: the 


synthetic ‘potentialities of this reaction by replacing diethylmercury with 

Ate atructural analogs. Triethyl germanium reacted with diethylcadmium under 
mild conditions, forming bis~(triethylgermyl)~cadmium and ethane in yields. 

lof 78.6 and 90.3%, respectively. Bis-(triethylgeruy] )-cadmium isa lemon-. 
yellow nonvolatile liquid, which cannot be islated in the pure state. _ 

,When heated in an evacuated ampoule to 125-130°, it decomposed, forming ek 
jmetallic cadmium and hexaethyldigermane in high yields, -Bis-(triethylgermyl) 
cadmium is’ oxidized vigorously by atmospheric oxygen, yielding bis-trietkyl- 
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“ACCESSION NR: APSOO3147 3 oo a O 
ma 68s Bermanium oxide and cadmium. © The reactions of. bis-(triethylgermyl )~cadmium’ 
—; and its mercury analog with benzoyl peroxide differ appreciably, the former 
_ Feacting with two moles of the peroxide to form benzoyoxytriethylgermane | 

_ and cadaium dibengzoate, The latter, ‘reacting with an equimolar amount’. - 
“of tha peroxide, reaulte in the: faolation of mercury in pure form. Tlie 

_ @reater ease of the reactions of the cadmium compound in comparison with its 

tuercury analog was demonstrated for reactions with alkyl bromides and 
hydrolysis by water, , Bis-(diethylgernyl )-cadmium undergoes’ an exothermal | © - 
reaction with ‘1,2-dibromoethane, yielding cadmium bromide, ethylene, and. 
triethylbromogermane, Orig. art. has 5 formulas.’ -. ea, ep 
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TOPIC TAGS: polymerization, low temperature: research, vinylehlonide, polyvinyi- “ 
-chloride, aluminumalkyt compound ° ae Bes ‘ ie 


te eee by: the al 


ABSTRACT: ‘It was the purpose of this Sroacielt to. iolymertee coins ‘at low . 
temperatures (initiating this. process with (C iH dah AY--Cl Z bos elena results _ 2 


~. showed that the polymerization of “vinylchloride- 
’ chloride or bromide with aluminumalkyl. It- was ‘observed ‘that upon. ‘constant sddition 


mum sof’: chlorine gas (at the rate of 25-30 ml/min):to the reaction ‘solution (1.5: moles .of 
as triethylaluminum in 100 g of vinylchloride): polyvinylchloride waa obtained in a wide 
oan range of temperatures (+15 to -70C), as. ‘ghown.in' Fig. ‘1 on. the Enclosure. A vital. 

factor in the polymerization process was the rate of introduction of the chlorine’ 
_ into ‘the reaction zone. Tnereasing ° the canoentretion of vinylchloride from. 1. 6 to a 
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. nature of the alkyl group ‘in- 
activity in the polymerization. . ; 
obtained with (iso-C Hy) 342 and @ H 5)3 Als. When the 


bromine in the presence of (c, E.); a tere was B. ‘conversion ‘drop. fron 15, to. athe 
. ‘Iodine gave no reaction. | t by using + ction 
- aluminumalky] compounds it Was possible “to: -polymer'i ze ¢ 
vinylacetate at low temperatures. ee arte had 
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MTOPIC TAGS: Giscyeltpentedienyl titanium, organotitanium compound, electron paramag 


imetic resonance, ain solvation — 


ABSTRACT: The purpose of the werk! was to: determine if hare in any, ‘difference in the 
| thermal decomposition of biscyclopenta-dienyldiethyl titanium in n-hexane and tetrahydre 
|furan, Studies of EPR spectra indicated that decomposition takes place by successive rup 
iture of radicals with formation of intermediate ‘compounds of trivalent Ti,. which further: 
‘decompose to compounds of divalent Ti that give no EPR signal. Both solvents beha' 
eens icon. it can be senutned. that the process takes: place ins ac rdan 
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tHe : 
TITLE: A method for polymerizing vinyl compounds. Class 39, Hes 172994 
SOURCE: Byulleten' izobreteniy i tovarnykh snakov, no. 14, 1965, 
: TOPIC TAGS: emulsion polymerization, vinyl plastic,  sivnerdection initiator, 
oP polymer oa IS TESS . : 


. |, ABSTRACT: This Author's certificate introduces. a method for polymerizing ee 

compounds. Polymerization time is reduced’ and polymer yield is increased by us : 

alkyl or aryl esters of percerbonte acid as the anatiator for block or emulsion - rtp 
polymerization . : 
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i eden An organometallic compo with Si-Cd- ‘coed: pioe (eeisenytediyipeudutun(ths 
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solid polymers in the presence of mixtures of trialkylaluminum or ‘@ialkylaluminum - 
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ABSTRACT: This Author Certificate presents a method for obtaining sulfur-containing 
polyurethanes by the interaction of isocyanates and thioisocyanates with a sulfur- 
containing compound in the presence of a catalyst (ternary amines). ‘To increase the 
thermal resistance of the polyurethanes, ethylene sulfide is used as the sulfur~ 


containing compound. ( Me 1 
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ABSTRACT: A convenient method of synthesizing triethylgermyllithium and tri- 
‘ethylsilyllitnium by the reaction of lithium with trietnylgermylmercury or 
triethylsilylmercury in tetrahydrofuran or benzene medium was developed. 
Triethylgermyllithium and triethylsilyllithium are highly reactive, adding 
readily to unactivated multiple bonds in benzene medium. Reactions were con~ 
ducted between triethylsilyllithium end ethylene and propylene, yielding 
tetraethylsilane and triethylpropylsilane, respectively. Triethyl-n-hexyl- 
silane and triethyl-n-hexylgermane were produced by reaction of the lithium 
salts with hexene-l. (The reaction of the germyl salt required more rigorous 
conditions. ) Triethylsilyllithium and. triethylgermyllithium react with 
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| TOPIC TAGS: organotitanium compound, thermal decomposition, chemical bonding 

| ABSTRACT: In a study of whether thermal reactions of decomposition of pi- ; 

| ¢eyclopentadienyl compounds of tetravalent titanium are common for different R, 

| and a comparison of the reactions of newly -obtained -eyclopentadieny] derivatives | ; 

|-with the know reactions of tetraphenyl- and diphenyltitanium, the thermal de- - fe fue 

| composition of (Coie) oTIR, was studied, where R * CH, Cgc, and CcoHeTi (Cgc) 3. : ; | a 
Their reactions with halo-derivatives and oxidation were also studied, and the ~ : 

data obtained were compared with analogous data for tetraphenyltitanium. The 
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new cyclopentadienyl compounds with tetravalent titanium (CcHy) gTiRo » when 


heated, exhibited a cleavage of the Ti-R bond, forming titanium compounds of 
Yower valence, analogously to tetraphenyltitanium, which breaks down into 


diphenyltitanium and diphenyl. The pi-CcoHe-Ti bond was unaffected. The 
stability of the eompounds to thormal, decomposition increased in the series: | 
was synthesized 


(Cy) TS < (C,H1,)Ti(Chie), < (CH, ),TH(C ig). C.H.Ti (CH) 
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for the first time, and possessed one pi-bond CsH5-Ti and three sigma-bonds 
CgHe-Tie The products of thermal decomposition: (CH. )oTi, C.H-TiC hie, and~ ~~ 
(Coty ota were more stable to the action of high temperatures, but were 
extremely readily oxidized. Tne reactions of (Cole )oTi, CeHeTiC lH, and 

‘(CoH JaTi with halo-derivatives included cleavage of the phenyltitanium bonds 
and their replacement by chlorine«titanium bonds. In the reaction of these 


compounds with chloroform, carbon tetrachloride, mercuric chloride, and hydrogen 
chloride, the C RgTa and (C.H_),Ti groups were unaffected. The titanium- ; 


containing final products were Ticl),, Cog TiCl;, and (CoHy) aTiCly A respectively. 


‘The reactions of organotitanium compounds considered illustrate the relative’ 
stability of the pi-bond CoHeTi to the action of temperatures, halo-derivatives :' 


‘and other reagents in comparison with the sigma-bond Ti-R, [spRss 38,970/ 
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Abstract: These reactions wore investigated either in an atmosphere of dry 
; nitrogen or jn a vacuum. The photoraactions were carried out in quartz tubes 
i drrasiiated with UV light, and the thermal reactions, in molybdenum glass 
. ampoules, Tho photoreactions were carried out in dioxane and in benzane, and the 
thermal reactions, in benzene with and without platinum black, on heating at 
215-220 for 75-80 hr, The photoreaction between diphenyl cadmium and dioxane 
resulted in the separation of metallic cadmium. The phenyl radicals form 
benzene, capturing hydrogen from the solvent. Irradiation and heating of benzene. 
solutions of diphenyl cadmium resulted in decomposition and the separation of 
Giphenyl and cadmium, Interaction with benzene was observed, There was no 
exchange of phenyl radicals between benzene and diphenyl cadmium except, in- 
Significantly, in the case of thermal decomposition in benzene. The- homolytic 
photo~ and thermodecomposition of diphenyl cadmium follows a course similar to 
that of the decomposition of diphenyl zinc,! Orig. art. hast 3 formulas. (JPRS: ~ 
38,970 
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AUTHOR: R yev, G. A. (Prof )3 7 Lb. M.; Dodonov, V. A (7 | 
AU : azuvayev A. ofessor); Terman - Me; onov a Aw / | 
ORG: none Vf’ 
TITLE: Reactions of alkoxy ee the liquid phase LY | 


SOURCE: Vsesoyuznoye khimicheskoye obshchestvo. Zhurnal, v. 11, no. 2, 1966, 202-207 


| TOPIC TAGS: chemical decomposition, radical polymerization, carbonic acid, organic 


solvent, nonmetallic organic derivative, chemical reaction, benzoyl peroxide, 
carbonate, phenyl compound, alkyl radical 


| ABSTRACT: A study was made of the reactivity of simple oxygen radicals ! 
‘obtainod by the decomposition of esters of percarbonic acid/jand certain other ° | 
| 


compounds in various organic solvents. The following derivatives of per. 
carbonio acid were investigated: Dialkyl-(phenyl)-peroxydicarbonates, 
Peracyl-alkyl (aryl)-carbonates, bis-/iealkyl (phenyl)-percarbonatecycloaliyi/— 
. peroxides, Percarbonates with a radical containing a three-membered ring and 


. tor-alkyl-N-benzoylperoxycarbamates “| 


The decomposition reactions of certain now peroxides\were also investigated: 


re ee ; | 
RO=OCH,~OCH, —y + “OCH,-OCiL, i 


where R = tert-butyl; cumene. — 
Card 1/2 ee eee 
2. 
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R'Hg0-0R —-> RO + R'Hg’ --- RO” +{0) + R'Hg> or R'HgO + RO 
where R = cumene; R* = phenyl, benzyl. 


Isopropylate of iso~propylmeroury: 


| 
{ 
RHgOR ——-} RHg® + RO° 
where R = iso-propyl. | 
| 
{ 
\ 


Some of the obtained peroxides appear to be very active initiators of the 
olymorizatiorn|of vinyl monomers. Dialkylperoxydicarbonates were studies in 
o or this purpose. The constants of the rate of polymerization initiated 

by benzoyl peroxide and the dinitrile of azoisobutyric acid, and perearbonatees 

were dotermined. The rate of polymerization in the presence of the por 

carbonates is significantly higher than in the presence of other substances. 

The initiating aotivity inercases with the increase in molecular weight of the 

parcarbonates and withHranch.ng of the radical, The introduction of the phenyl. 

group in the alkyl radical decreases the polymerization rate constant. ; 

Orig. art. has: 7 formulas and 3 tables. [JPRS: 36,455] . — 
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O%G: Gor'ldy State University im. N. I. Lobachevskiy (Gor 'kovskiy gosudarstvennyy | 
universitet) 


TITTLE: Now class of compounds. Rosoarch and discovery of organotitaniun derivatives 
SOURCE: Priroda, noe 5, 1966, 48-53 


TOPIC TAGS: titanium, organotitaniun compound, metal industry, pi bonded organo- 
metallic compound, chemical bonding, chemical synthosis, free radical, polymerization 
reaction mechanism, argon, biochemistry 


ABSTRA T: This popular science type article reflects a special Soviet interest 
n titanium and its compounds. The summary of the article even states. 
that wide-spread opinion is being formed on replacing the "iron age" with - 
the "titanium age”. It is emphasized that the monument in Moscow erected - 
to honor the conquerors of space is coated with this metal. ; 


It is noted in the article that the use of metallic titanium and its 
alloys is handicapped by time-consuming and gostly refining. However, 
since titanium is a transition element it is of considerable interest not 
only in its metallic form, but also in its organometallic compounds. The 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 


CIA-RDP86-00513R0014445 


APPROVED FOR RELEASE: Tuesday, August 01, 2000 


C 


ain 


TA-RDP86-00513R001444 


heen es 


L 42145-6466 _ a ; ee 
Acc NR:  AP6O16BN6 Re riges “gene on y : 
ialkoxy titanium derivatives which are used for the preparation of heat 
‘resistant plastics)? mainly due to the research made by Academician K. A- 


| 
| 
! 
-Andrianov, are mentioned first. ere aes oy 


| 

Secondly, the Ziegler-Natt spdidee ane of considerable importance.’ 

‘It is emphasized that the organotitanium compounds supposedly formed in 

the course of the reactions promoted by these catalysts, and many other-e: 

known compounds, ©&-8-- biscyclopentadien Lltitaniun|belong to the class of 

| the so-called “sandwich” compounds or metallocenes in which vacancies in 

| the titanium atom shell are filled by n-electrons of organic radicais. | 

| However, true covalent organotitanium compounds were considered to be un- | 

| attainable until attempts were made to synthesize them at- veny, Lov temper” sm. ee foes 

atures and in an inert gas (argon) atmosphere. Thus, a new-elass of tita~ ——. i 

nium compounds was obtained: mixed sandwich-covalent compounds and purely i 

covalent compounds. A peculiarity of the lakter ig, their ipkense COLO 2) nance. 

which is contrary to the colorless covalent arganic compounds of nontran- ' 

sition metals. @ 
B 

t 


Covalent organotitanium compounds are not stable at room temperature, 

are easily oxidized in the air, and are hydrqtyzed by moisture. In some- eee 
| cases, these compounds decompose’jaccording to, the free radical‘\mechanism 

and can inititate the polymerization| of vinyl’ monomers .- Another potential 

practical application of the reactivity of covakept organic compounds of — 


ares 


titanium or some transition metals is the fixation of molecular nitrogen 


. 
2 a a 
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(e.g., atmospheric sat eonen) under mild cangitions. This application 
ds based on the research of doctor of chemical-$ciences M. Ye. Vol'pin. 
This also indicates that organotitanium syntheses are to be conducted in 
argon as a true inert gas. In some cases, a physiologic activity, e.g., 
the vasodilatéry effect, is produced by organotitanium compounds. Further. 


‘studies may indicate more fields of application of this ney class of com- 
pounds. Orig. art. has: 4 figures. /ATD PRESS: ie1-r) 


| 
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TITLE: Free radicals) in tipnenylaraikylanine| oxidation YL | 


SOURCE: AN SSSR. Doklady, V- 169, no. 3; 1966, 579-582 
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1 
Topic TAGS: rree radical, tertiary amine, oxidation mechanism, BPR y | 
i 

The mecnanism of oxidation of tne alkyl aryl tertiary \ 


lamine (I) and ns oheny1(tripheny Imethy]) amare (IT) 


stearate or 

the presence of tric ic acid, 

yeadily oxidiz 1 2 or penzoyl peroxide. Likewise, 

oxidized by cumene e in the presence of acetic acid, 
actmospneric oxygen 1 nce of tricnioro-or trifluoroacetic 
acid. Based on EPR data, it was proposed tnat an oxidation of I by 
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PbO> in the presence of acetic acid two competing processes occur: 
| 
| 


(Cols)N—CILCoHs PDOs (CgHa)aN- +-CsHsCHO, 
Os e+ 
_ 98 (Cels)2NO™ (1) 
Hg)sN- , 
(Gis cults N—N(Colle)s pedo (Gotta (Cais): (2) 


(CyHs)aN° 
At low concentrations of the amine, reaction (1) prevails, because the 
: concentration of the oxygen dissolved in tne benzene may be 
commensurate with the (C6H5)2N° concentration. At nigh concentrations 
i of the amine, reaction (2) prevails. Experiments involving II or ox~ 
idation with oxygen confirmed this mechanism. On oxidation of I and 
II by PbOg in the presence of trichloroacetic acid, formation of the 
jon-radical 


| [ (Calls) NH — N (Cells) 21+ 
a (| 
the complex 


; (Calls), NH- + NX (CoHa)a. - 
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(where X may be -N(Cg6H5)o or even -CH CgHs) may be assumed; one primary. 
radical in this case is probably not CéH5) ane but ratner (C6H5)2°NE- 
On. setéataon of E-and Ii by cumene nydroperoxide in the presence of 
cobalt stearate and acetic acid, (C6H5) 2° HOW was reedily formed. Thus, | 
in all cases rupture of the (Cele) jN—CA2n bond cecurred. ‘The effect 
of the acid was attributed to its feakening of the N-C pond due to 
formation of an ionic pair: 


: 3 
(Cabla)y N= CH,Golts + AUT SE [(Calls), NUT — Gila + Calla] A”. 


~ forte ee Re OR. a, OS -_———- 


. This was confirmed by tne experimentally established fact of the 
; dissociation of II in an acid medium in the absence of air: 
(CalTg)aN—G (Colla)o -+ CGCOOH — [(Calfa)aNv LC (Cels)s] CGlsCOO- 

{(CaHs)s NH—G (Calls)! CClGOO™ {(Calls)sG]* CClxCOO™ + (CeHs)sNH, ; 


i] 
Orig. art. has: 2 figures. [sm] 
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Razuvayev, G. A. 

ORG: Laboratory of Stabilization of Polymers sOS5R 
(Laboratoriya stabiliza Akademii n - Institute f Chemical i _. 


Physics Academy of Sciences,SSSR (Institut khimicheskoy fiziki Akademii nauk i 
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TITLE: > 4cdh-tertabutylsetrienethylsityighenolland the corresponding phenoxyl 


SUURCE: AN SSSR. Izvestiya. Seriya Khimicheskaya, no. l, 1966, 181-182 
TOPIC TAGS: phenol, chemical synthesis, silane 


ABSTRACT: This article describes the synthesis ofa steric-hindered phenol 

(and corresponding phenoxy!) containing a trimethylsilyl group in the ortho- 

position. 2, 4-di-tert. -butyl-6-trimethylsilylphenol is obtained by hydrolysis 
of 2 “y-di-tert. -butyl-6-trimethylsilyl phenoxytrimethy silane synthesized by 
the Wurtz-Fittig reaction from yey Hert. butyl-6-bromophenoxytrimethy|stlanes 
Upon oxidation of the new steric-hindered compound with an alkalide solution 
Kl Fe(CN), |Jor P02. stable Fee Gi_tert. -butyl-6-trim ethylsilylphenoxy? 
“sobiained” The electron paramagnetic resonance spectrum of this compound 
represents a triplet caused by splitting at the meta-protons of the benzene ring. 
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Institute of Chemical Physics, Academy of Sciences SSSR (Institut khimicheskoy 
fizgiki Akademii nauk SSSR) 


TITLE: Regularities in the proton magnetic resonance spectra of the elemental 
organic compounds of the IV group 


SOURCE: AN SSSR. Izvestiya. Seriya khimicheskaya, no. 3, 1966, 437-443 


TOPIC TAGS: silicon compound, germanium compound, tin compound, NMR, magnetic 
anisotropy q 


ABSTRACT: aaa eT of chemical proton shifts in silicon! germanium ‘and tin 


_organic compounds’Jand the relationship between induction Taft constants of aliphatic 

substituents were compared with similar characteristics in related carbon compounds. 

In the study of carbon~ -containing compounds, it was discovered that in t= /(Zo°)> 
the Taft constant o* is not adequate for describing chemical shifts of CH3-protons 
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in (CH3)y_nCX, type compounds, where X is halogen. Chemical shifts in going from 
Cl to Br to I derivatives are associated with the diamagnetic anisotropy contribu- 
tion of the C-X bond. Chemical shifts in (CHs3)s-nG(CeHs)n are apparently associated 
with magnetic shifts produced by ring currents due to circulation of 1 electrons in 
the benzene ring. Thus, the main contributions to chemical proton shifts in these 
compounds are due to the inductive effect and magnetic anisotropy of substituted 
R; groups. Comparisons were made of proton magnetic spectra oF (CH )s-nM(Ri)n type 
compounds where M represents Si, Ge and Sn with spectra of (CH3)«-nC(Ri) nx compounds. 
It was shown that for compounds of the (CHs) «nM (Ri) a, type, where M = Si, Ge, chem- 
ical shifts of protons of the methyl group are determined not only by the inductive 
effect and magnetic anisotropy of substituents, but in the case of Rj = -OCH3, 
-O0CjHs5, -CH=CHz also the effect of d,-py conjugation. In correlating chemical 
shifts of protons of the methyl group with o*, constants, obtained from the reac- 
<ion series containing silicon, the effect aScribed to d,-py conjugation is still 
apparent. Orig. art. has: 3 tables and 4 figures. / 
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TITLE: Reactions of bis(triethylgermyl) cadmium. | 


SOURCE: AN SSSR. Izvestiya. Seriya khimicheskaya, no. 3, 1966,° 562-564 
TOPIC TAGS: organic synthesis, cadmium compound 


ABSTRACT: Two types of reactions are known for the bimetal organic compound, con- 
taining Ge-Me bond with monobromo derivatives 


(RyGe)a M +n R’ Br— —n RsGeBr-+ RM (1) 
‘ 'sn fAsGel’ + MBr, (2) ry 


Equation (1) is followed in photoreact ion of bis(triethylgermyl )-mercury and tris 
(triethylgermyl)-antimony under the action of heat. Reaction (2) is characteristic 
for triethylgermyl potassium, triphenylgermyl lithium and related compounds. 

) 


H 
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Bis(triethylgermyl )-cadmium reacts in the same manner with alkyl bromide. Continu- 
ing the work in this field the authors found that bromobenzene (in contrast to alkyl- 
bromides) does not react with bis(triethylgermyl)-cadmium even where the latter de- 
composes into hexaethyldigermane and metallic cadmium. On the contrary, the photo- 
chemical reaction (1) proceeds very easily under ultraviolet light with bromoben- 
zene, and produces triethylbromogermane, triethylphenyligermane, diphenyl cadmium and 
cadmium bromide. It was found that bis(triethylgermyl)-cadmium and bis(triethyl- 
germyl)-mercury react with Li(Na) in tetrahydrofurane with the formation of tri- 


ethylgermyl lithium (sodium) derivative. 
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TOPIC TAGS: organogermanium compound, thallium compound, organomercury compound .«. 


4 
1 


‘ABSTRACT: Heating of triethylgermane with triethylthallium for 2 hr at 100° pro~ jf 
‘duced ethane and tris(triethylgermyl)thallium (I) in high yields. Compound (I) de-j. 
composes at 170° into thallium and hexaethyldigermane with quantitative yields. Its : 
‘reaction with excess dibromoethane is exothermic and ends after 5-7 min at room 
‘temperature: eer? 


| [(GrHts)sGo}sT! + 2CyH Brg —> 2C Hy + TIBr + 3(CgH,)sGeBr 
H i ik see 


A(T) reacts with benzoyl peroxide in 2-3 min at 20° to form triethylbenzoyloxygermane ——" 
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63%) CgHsCOOTL is also formed (92%). (I) reacts with mercury as follows: 
*UCsHe)sGeleTt + 3Hg —+ Tl + 3f(CaH,)sColste 


ALL the reactions were are 2 out in evacuated and sealed ampoules fron which at- 
mospheric cxygea had been thoroughly removed. 
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1. Nauchno-issledovatel'skiy institut khimii pri Gor'kovskom 
gosudarstvennom universitete (for Razuvayev, Stepovik). 2. le- 
ningradskiy gosudarstvennyy universitet (for Perveyev, Demidova). 
3. Moskovskiy institut neftekhimicheskoy i gazovoy promysh= 
Jennosti imeni Gubkina (for Alaniya, Sokolov). 4 Saretovskiy 


politekhnicheskiy institut (for Kharchenko, Krupina, Klimenko, 
Rassudova)» 
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propylene, catalytic polymerization A wk 4 


ABSTRACT: During the polymerization of propylene, the authors noted a modifying effect 

of aromatic compounds on the catalyst .4-TiCl3(Si) + (CoH5)3Al at 45C: small amounts of 
benzene, naphthalene, toluene, and tetrahydronaphthalene slowed down the polymerization, | 
and large amounts accelerated it. In large concentrations, ethylbenzene and igopropyl- 
benzene also acceler ted the process, but chlorobenzene slowed it down. The properties 

of the polypropylene plained (average degree of polymerization and content of fractions 
soluble in n-heptane) also depended on the concentration of the aromatic impurity added. 
Nonaromatic compounds (triethylamine) also were found to have a modifying effect. The 
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authors note the common nature of the modifying effect of both nucleophilic and 

electrophilic additive on Ziegler-Natta catalysts; this is accounted for by the concepts of 

heterogeneous catalysis. It ig concluded that in the system A-TiCl3 + (C2H5) gAl + 
aromatic compound (+ propylene), agsociates are formed which are very labile and 

' promote a qualitative change of the heterogeneous surface of the catalytic system and a 

- change in its activity. The equilibrium state of this interaction depends poth on the chemical 

: nature and concentration of the reagents. Orig. art. has: 3 figures. a 
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TITLE: New reactions of bis(triethylgermyl)cadmium _ q Jt, % 
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TOPIC TAGS: organogermanium compound, organocadmium compound, Orgatiomercury ; 
compound, organotin compound, organosilicon compound 


ABSTRACT: Bis(triethylgermyl)cadmium (I) was synthesized by reacting triethylgermane 
with diethylcadmium. Reaction of (I) with acetic acid gave triethylacetoxygermane; with 
n-propyl! alcohol, triethylgermane and triethylpropoxygermane were produced; with triethyl. 
tin hydride, triethylgermane and hexaethyldistannane were obtained. Reaction of (1) with 
triethyltin gave triethylgermane; with mercuric chloride, triethylchlorogermane; and with- 
mercury, bis(triethylgermyl)mercury. From bis(triethylsilyl)cadmium and mercury, bis 
(triethylsilyl)mercury was obtained, ca the reaction of Etetyiendaiae with mercury © 
yielded diethylmercury. ; E 
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eae Vaniis 1981, 181-0; cr eibner, Ann. 318, 58( 1001)— nee Paoli] tian’ (HCl A its ST, Uiting 20 we 
The bimol. ethylidencaniline, m. 126°, is trans-2-methyl-L- fi tetranye ; iii and letting stand 12 hrs. gave 
gnilino-1,2,3,¢-telrahydroquinoline (1), formed by cycliza- ¢ AcH t0 18 ENC ANs. We f13-16° (from Colle). This 
tian of Initially formed PhNHCH™MeCH,CH:NPh. Addn. Rt. Seis ny ve 5.3 g. Q-aminopyridine as 2 
vet e8 mal. Actt to 18.0 g. PaNH; in 300 ml, ELOH and 200 -guntly refluxed 15 min. gave sy Eo bed der 
“rl 140 gave after 2 J ee 03% I,m 128? {from 11,0) distillates. 9070 MeCH :CHCHD, and 3S ee this 
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gave quinaldine. I heated with H:O 6 hrs. remains un- a pater ke fuct of 2-(eth lideneamino)pyridine, 
changed. Ileated to 300° briefly it yields quinaldine and BC rine of tHE original rab bany frans-2-Methy' -h- 
PhNH;. If the reaction mixt. used in the prepn. of I is so 2 3 ‘f-tetrahydroquinoline (1) (cf. Qnd_ preced- 
evapd. after but 1 hr. of reaction and the residue heated with Ky bstr. } Neit behind a mother liquor, which, treated 
; Ac,O there is formed quinaldine. Refluxing 3 g- I with 10- it "368 ©. PRNH; and 5.6 mt. AcH and allowed to stand 3 
ml. PhNO;7 hrs. yields quinaldine. Letting I stand 24 hrs. biptateesrn . te lid, m. 85-6°, identified as 
mith excess AciO gave the di-Ac deriv., m. 187-8°;, this -days, yielded 9 g. colorless, sorrace (Ann, 318, 5819001. 
~ (3-4 g.) treated with 1.7 g. Br in CHCL gave CoaPlnO2NiBr, Thermal aeoepit of either cis- or trans-I gave quinaldine, 
m. 153°, which fs a direct contradiction to the probable be- PhNH, and H. . G. M. Kosolapolf 


Ribner (Joc. cit.), which should yield a dibromide. H. 

, Structure of the products of bromination of !-benzpyl-2- 
* methyl -4- aniline -1,2,3,4 -tetrahydroquinoline. L- Zalu- 
——fhle Ibid. 100-72.—In previous work it was shown tha 
rol, ethylideneaniline, m. 126°, is lrans-2-methyl-s-anilino- 
1,2,3,4-lelrahydroquinoline and not frans-1,3-dianilino-1- 
cbutene. Its Afono-Bz deriv. (1) (3 g.) in CHCl with 1 g. Br 
gave 3 g. colorless solid, m. 1G0-2° (after exposure to air), 
which isa FBr salt, since with NaHCO, it liberates CO: from 
the latter, yielding a base CyHuON2Br, m. 211-12°. This 
refluxed 5 hrs. with 1:1 HsSO, gave quinaldine and p-BrC.- 
IEWNHsz (isolated as the Ac-deriv.). 1 (6.5 g.) with 3.05 g. 
Br gave CnHnONBr2, m. 939°, forming a HBr salt, m. 
180-6°; hydrolysis of this with H,SO, and treatment with 
B2Cl gave winaldine and 2,1-Br,CsHaNef (Bz deriv., m. 
133-4°). If, Thermal cleavage of 2-methyl-4-anilino- 
1,2,3,4-tetrahydroquinolines. Ibid. 7T47-52—To 9.3 g- 
PhNHg in 10 ml. BtOH was added with cooling 4.4 g- AcH, 


havior on bromination of the formulation of I given by WC 


after an unstated period, the EtOH distd. off and the residue 
taken up in Et,O; distn. gave lg. PhNHsy, 3.7 g. quinaldine, 
and 2.3 g. product, bre 110-15°, converted with HNO; toa 
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